
 

 

PLEASE SCROLL DOWN FOR ARTICLE

This article was downloaded by:
On: 18 January 2011
Access details: Access Details: Free Access
Publisher Taylor & Francis
Informa Ltd Registered in England and Wales Registered Number: 1072954 Registered office: Mortimer House, 37-
41 Mortimer Street, London W1T 3JH, UK

Journal of Energetic Materials
Publication details, including instructions for authors and subscription information:
http://www.informaworld.com/smpp/title~content=t713770432

Synthesis of Insensitive 5,5'-Azotetrazolate Salts
Kirstin F. Warnera; Richard H. Granholma

a Indian Head Division, Naval Surface Warfare Center, Indian Head, Maryland

Online publication date: 10 January 2011

To cite this Article Warner, Kirstin F. and Granholm, Richard H.(2011) 'Synthesis of Insensitive 5,5'-Azotetrazolate Salts',
Journal of Energetic Materials, 29: 1, 1 — 6
To link to this Article: DOI: 10.1080/07370652.2010.490255
URL: http://dx.doi.org/10.1080/07370652.2010.490255

Full terms and conditions of use: http://www.informaworld.com/terms-and-conditions-of-access.pdf

This article may be used for research, teaching and private study purposes. Any substantial or
systematic reproduction, re-distribution, re-selling, loan or sub-licensing, systematic supply or
distribution in any form to anyone is expressly forbidden.

The publisher does not give any warranty express or implied or make any representation that the contents
will be complete or accurate or up to date. The accuracy of any instructions, formulae and drug doses
should be independently verified with primary sources. The publisher shall not be liable for any loss,
actions, claims, proceedings, demand or costs or damages whatsoever or howsoever caused arising directly
or indirectly in connection with or arising out of the use of this material.

http://www.informaworld.com/smpp/title~content=t713770432
http://dx.doi.org/10.1080/07370652.2010.490255
http://www.informaworld.com/terms-and-conditions-of-access.pdf


Report Documentation Page Form Approved
OMB No. 0704-0188

Public reporting burden for the collection of information is estimated to average 1 hour per response, including the time for reviewing instructions, searching existing data sources, gathering and
maintaining the data needed, and completing and reviewing the collection of information. Send comments regarding this burden estimate or any other aspect of this collection of information,
including suggestions for reducing this burden, to Washington Headquarters Services, Directorate for Information Operations and Reports, 1215 Jefferson Davis Highway, Suite 1204, Arlington
VA 22202-4302. Respondents should be aware that notwithstanding any other provision of law, no person shall be subject to a penalty for failing to comply with a collection of information if it
does not display a currently valid OMB control number. 

1. REPORT DATE 
JAN 2011 2. REPORT TYPE 

3. DATES COVERED 
  00-00-2011 to 00-00-2011  

4. TITLE AND SUBTITLE 
Synthesis of Insensitive 5,5’-Azotetrazolate Salts 

5a. CONTRACT NUMBER 

5b. GRANT NUMBER 

5c. PROGRAM ELEMENT NUMBER 

6. AUTHOR(S) 5d. PROJECT NUMBER 

5e. TASK NUMBER 

5f. WORK UNIT NUMBER 

7. PERFORMING ORGANIZATION NAME(S) AND ADDRESS(ES) 
Naval Surface Warfare Center,Indian Head Division,4104 Evans Way,
Suite 102,Indian Head,MD,20640 

8. PERFORMING ORGANIZATION
REPORT NUMBER 

9. SPONSORING/MONITORING AGENCY NAME(S) AND ADDRESS(ES) 10. SPONSOR/MONITOR’S ACRONYM(S) 

11. SPONSOR/MONITOR’S REPORT 
NUMBER(S) 

12. DISTRIBUTION/AVAILABILITY STATEMENT 
Approved for public release; distribution unlimited 

13. SUPPLEMENTARY NOTES 

14. ABSTRACT 
 

15. SUBJECT TERMS 

16. SECURITY CLASSIFICATION OF: 17. LIMITATION OF 
ABSTRACT 
Same as

Report (SAR) 

18. NUMBER
OF PAGES 

7 

19a. NAME OF
RESPONSIBLE PERSON 

a. REPORT 
unclassified 

b. ABSTRACT 
unclassified 

c. THIS PAGE 
unclassified 

Standard Form 298 (Rev. 8-98) 
Prescribed by ANSI Std Z39-18 



Synthesis of Insensitive
5,50-Azotetrazolate Salts

KIRSTIN F. WARNER and
RICHARD H. GRANHOLM

Indian Head Division, Naval Surface Warfare Center,
Indian Head, Maryland

Salts of 5,50-azotetrazolate with 5-aminotetrazole and
2,4,6-triamino-s-triazine cations were synthesized as
potential ingredients for gun propellants. These salts were
characterized by nuclear magnetic resonance (NMR) and
infrared spectroscopy. Thermal properties were studied
by differential scanning calorimetry (DSC). Their reac-
tions to mechanical stimuli were also determined by
small-scale sensitivity testing, small-scale shock reactivity
testing, and small-scale internal blast testing.

Keywords: 5,50-azotetrazolate salts, energetic salts, explo-
sives, high nitrogen

Introduction

In recent years, there has been a great deal of interest in high
nitrogen compounds [1–8]. A series of tests was performed to
gain insight into their thermal stability, handling, and sensi-
tivity and the explosive characteristics of these salts. These salts
are potential ingredients for gun propellants and gas generators.
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This article addresses the synthesis and insensitivity of
5,50-azotetrazolate salts with 5-aminotetrazole and 2,4,6-
triamino-s-triazine cations.

5-Aminotetrazole monohydrate and 2,4,6-triamino-s-triazine
are commercially available and were used as received. The
corresponding hydrochloride salt was easily prepared by reacting

Scheme 1. Synthesis of 5-aminotetrazolium 5,50-azotetrazolate.

Scheme 2. Synthesis of 2,4,6-triamino-s-triazinium 5,50-
azotetrazolate.
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5-aminotetrazole monohydrate or 2,4,6-triamino-s-triazine with
37% hydrochloric acid in methanol as shown in Schemes 1 and
2 [9]. The corresponding hydrochloride salt was allowed to react
with sodium 5,50-azotetrazolate in an aqueous solution to afford
5-aminotetrazolium 5,50-azotetrazolate (1) and 2,4,6-triamino-s-
triazinium 5,50-azotetrazolate (2), respectively.

Results and Discussion

Differential scanning calorimetry (DSC)measurements were per-
formed at 5�C=min in a nitrogen atmosphere at a flow rate of
50mL=min. 5-Aminotetrazolium 5,50-azotetrazolate (1) began
to decompose at 134.3�C with a peak exotherm at 170�C. 2,4,6-
Triamino-s-triazinium 5,50-azotetrazolate (2) began to decom-
pose at 248.3�C with a peak exotherm at 270�C. As shown in
Table 1, the small-scale sensitivity data of (1) and (2) were in
the low tomedium sensitivity range for impact, friction, and elec-
trostatic discharge compared to RDX with medium sensitivity.

Explosive behavior is summarized in Table 2. The small-
scale shock reactivity test (SSRT) produces a dent, with its
depth correlating with reactivity [10]. 5-Aminotetrazolium
5,50-azotetrazolate produced a dent depth of 2.5mm and an
internal blast peak quasi-static overpressure (PQS) of 15 psig,

Table 1
Small-scale sensitivity data

Material

ERL
impact
50% hgt
(cm)

ABL
friction
20 TIL
(psig)

ABL
ESD

20 TIL
(joules)

DSC
onset=
peak
(�C)

5-aminotetrazolium
5,50-azotetrazolate

178 180 0.326 134.3=270

2,4,6-triamino-s-
triazinium 5,50-
azotetrazolate

100 �560 �0.095 248.3=270

Reference: RDX 21 135 0.165 212=235
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and 2,4,6-triamino-s-triazinium 5,50-azotetrazolate salt
produced a dent depth of 2.2mm and an internal blast peak
quasi-static overpressure (PQS) of 13 psig. These two test
compounds produced dents about the same as the blank test
(detonator alone), indicating that the compounds have little
or no potential to detonate. Triaminoguanidinium 5,50-
azotetrazolate (TAGzT) was used as a standard that had a dent
depth of 4.0mm and an internal blast peak quasi-static over-
pressure (PQS) of 18 psig. TAGzT does show shock reactivity
and has a potential to detonate. Internal blast peak quasi-static
overpressure (Pqs) generally correlates with total energy
release. However, in the case of high-nitrogen propellants, their
intrinsic lower flame temperatures combined with heat loss in a
small-scale test may prevent efficient burning of combustible
product species. The low internal blast pressures for the two test
compounds compared to TAGzT suggest lower reactivity.

Experimental

CAUTION: Although we experienced no difficulty handling these
salts, care should be takenwhen handling these energeticmaterials.

General Procedure

Sodium 5,50-azotetrazole pentahydrate was prepared following
the Thiele method [1]. It was added to a magnetically stirred

Table 2
Small-scale shock reactivity and internal blast data

Material
Dent

depth (mm)
PQS

(psig)

5-aminotetrazolium 5,50-azotetrazolate 2.5 15
2,4,6-triamino-s-triazinium

5,50-azotetrazolate
2.2 13

TAGzT 4 18
Detonator (PETN RP-80) 2.2 18
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solution of the respective chloride in water. After 2 hr at room
temperature, the solution was concentrated under vacuum to
afford a solid.

5-Aminotetrazolium 5,50-azotetrazolate (1). Yield 90%. DSC:
TDec.¼ 170�C, TOnset¼ 134.3�C (274 J=g). IR (cm�1): 3,580
(m), 1,650 (vs), 1,588 (vs), 1,400 (s), 1,265 (m), 1,195 (m),
1,192 (m), 1,148 (m), 1,071 (s), 1,050 (s), 779 (s), 739 (s), 733
(s), 680 (m). 1H NMR (DMSO): d 6.4, 3.2; 13C NMR
(DMSO): d 174, 157. Density: 1.73 g=cm3.

2,4,6-Triamino-s-triazinium 5,50-azotetrazolate (2). Yield
90%. DSC: TDec.¼ 270�C, TOnset¼ 248.3�C (682 J=g). IR
(cm�1): 3,389 (m), 3,285 (m), 3,149 (m), 1,650 (vs), 1,662
(vs), 1,643 (vs), 1,606 (s), 1,559 (vs), 1,512 (m), 1,483 (m),
1,406 (m), 1,390 (m), 1,334 (m), 1,261 (m), 1,205 (m), 1,179
(m), 1,092 (m), 1,063 (m), 1,023 (m), 972 (m), 871 (m), 785
(m), 741 (m), 728 (m), 679 (m). 13C NMR (DMSO): d 163,
157. Density: 1.70 g=cm3.

Conclusions

Salts of 5,50-azotetrazolate dianion with 5-aminotetrazolate and
2,4,6-triamino-s-triazine cations were synthesized and studied.
These salts showed good thermal stability and low to medium
sensitivity to impact, friction, and electrostatic discharge.
5-Aminotetrazolium 5,50-azotetrazolate had a dent depth of
2.5mm, which was slightly more than an inert response, and
2,4,6-triamino-s-triazinium 5,50-azotetrazolate had a dent
depth of 2.2mm, which was inert, producing a dent equivalent
to the detonator.
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